Additional background information
) [S1]
BF2 (HPhN) and BF2(HBAN) in polystyrene showed RTP with a lifetime of 360 and 730 ms, respectively.
[S2]
P1, P2 and P3 showed RTP with lifetimes of 4.06, 4.39, 4.50 ms, respectively in nitrogen.
[S3]
AIE and CIEE-active boron diiminate derivatives showed phosphorescence at -77 K, but not at ambient conditions.
[S4]
Compound 1-7 showed short-lived RTP in solutions (< 5.4 μs). While, RTP lifetimes were not given in neat solid or in doped PMMA thin films.
[S5]
[S1] J. Am. Chem. Soc., 2007, 129, 8942.
[S2] Nat. Commun., 2014, 5, 4460.
[S3] Nat. Mater While no long-range π-π stacking interaction was found, which may lead to short-lived lifetime and low RTP intensity compared to that of PBA-OAlks (similar to PBA-PrO). (Fig. S20) . So, the RTP intensity and lifetime decrease compared to PBA-MeO.
Self-restraint and effective π-π stacking interactions
22 (Table S4, and phosphorescence (λex =294 nm) spectra of powder crystals; Room temperature phosphorescence is too weak to be detected.
Summary of single-crystal data

Enlarged drawing and fluorescence photos of crystals through fast crystallization.
( Fig. S41 and S42 ) 
Materials
Boric acids were purchased from Soochiral Chemical Science & Technology Co., Ltd. Before use, they were hydrolyzed in boiling water (a small amount of acetone was added for PBA-Rs to prompt their dissolution) for 3 h and then filtered after being cooled in the air. tPBA-Rs were prepared through oil-water separation for 5 h, and then toluene was removed under 
Methods
Photoluminescence spectra were recorded on Hitachi F-4600. Powder X-ray diffraction patterns were recorded by Rigaku MiniFlex 600 with an X-ray source of Cu Kα (λ=1.5418 Å) 
